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DEPT135 spectrum of compound (3b) (CDCl 3 :DBU:CD 3 COOD, 200 MHz) S120 Developed TLC plates were visualized with ammonium molybdate/cerium (IV) sulfate stain and heat provided by a hotplate. Silica gel flash column chromatography was performed using flash silica gel (32-63 µm) and employed a solvent polarity correlated with TLC mobility. NMR spectra were obtained using a 500 and 600 spectrometers and are reported in parts per million (δ) relative to chloroform ( 1 H NMR δ = 7.26, 13 C NMR δ = 77.16) or methanol ( 1 H NMR δ = 3.31, 13 C NMR δ = 49.0). 31 P NMR was taken on a 300 MHz (120 MHz) and an AV-500 (200 MHz).
Coupling constants (J), of proximal nuclei were averaged to match. High resonance mass spectrometry samples were analyzed either by electrospray ionization mass spectrometry in positive mode using flow-injection analysis. Optical rotations were measured at 598 nm using a commercial polarimeter, in a 100 mm cell or 10 mm cell. and placed under high vacuum overnight. Myristic acid (4.33 g, 18.9 mmol) and DMAP (0.20 g, 1.60 mmol) was added to 7 and then dissolved with dry CH 2 Cl 2 (12 mL) under argon. A solution of DCC (4.89 g, 23.7 mmol) in dry CH 2 Cl 2 (8 mL) was transferred to the reaction vessel containing 7 via cannula over 20 min at 0 ºC. The reaction was allowed warm to rt and stirred overnight. The white suspension was diluted with CH 2 Cl 2 (~20 mL) and filtered over a pad of celite. After concentrating the filtrate, the crude oil was purified by gradient flash column chromatography (5 →30% EtOAc:hexanes) to afford 8 1 (4.37 g, 70% yield) and 9 137.8, 130.0, 129.7, 128.4, 127.8, 127.7, 73.3, 70.1, 68.3, 62.7, 34.3, 34.2, 32.0, 32.0, 29.8, 29.8, 29.8, 29.7, 29.7, 29.6, 29.5, 29.4, 29.4, 29.3, 29 2, 29.8, 29.8, 29.7, 29.7, 29.6, 29.5, 29.4, 29.4, 29.4, 29.3, 29.2, 29.1, 28.8, 28.7, 25.0, 24.9, 22.8, 22.7, 15.8, 15.7, 14.2, 11. [Type here] S10 General protocol for debenzylation: Diacyl-O-benzyl glycerol (9 and 11) and Pd(OH) 2 /C (10% wt. of diacylglycerol) were suspended with CH 2 Cl 2 :MeOH (~10 mL). Then H 2 (g) 1 atm was bubbled into the suspension for 30 min. After stirring at rt for 2 h, the suspension was filtered through a pad of celite. The filtrate was then concentrated and purified by gradient flash column chromatography (5 →20% EtOAc:hexanes) to afford a clear oil. 34.3, 32.1, 29.8, 29.8, 29.7, 29.6, 29.5, 29.4, 29.3, 29.2, 25.1, 25.0, 22.8, 14. 3. 72.6 (sn-2-CH), 62.7 (sn-1-CH 2 ), 61.5 (sn-3-CH 2 ), 34.5, 34. 2, 32.4, 30.8, 30.7, 30.2, 30.2, 30.2, 30.1, 30.0, 30.0, 29.9, 29.8, 29.7, 29.5, 29.3, 29.2, 25.3, 25.2, 23.2, 16 34.45, 34.27, 32.07, 32.05, 29.91, 29.87, 29.85, 29.82, 29.81, 29.79, 29.67, 29.64, 29.51, 29.47, 29.45, 29.37, 29.36, 29.29, 29.24, 27.37, 27.32, 25.06, 25.04, 24.75, 24.71, 22.83, 20.5 Hz, N-CH), 34.5, 34.2, 32.1, 30.4, 30.3, 29.8, 29.8, 29.8, 29.7, 29.6, 29.5, 29.4, 29.3, 28.9 28.8, 25.1, 25.0, 24.8, 24.7, 22.8, 20.5 2,3,4,6-tetra-O-trimethylsilyl-α-D-glucopyranoside (4) and TMSI (40 µL, 0.28 mmol, 3.3 eq.) was added and allowed to react for 10 min at rt. The in situ generated glucosyl iodide was then transferred via cannula into the acceptor flask and allowed to stir for 2 d at rt. The solvent was then filtered to remove the molecular sieves and the solvent was removed under reduced pressure. 56.5, 50.6, 42.6, 40.9, 40.2 (C-4), 40.0, 37.5, 37.0, 36.7, 36.2, 32 .4 (C-7), 32. 2, 28.7, 28.5, 28.4, 24.6, 24.4, 23.1, 22.8, 21.4, 19.5, 19.1, 12 (s, 9H); 13 C NMR (150 MHz, C 6 D 6 ): δ 141.0 (C-5), 122.1 (C-6), 98.3 (C-1'), 78.3 (C-3), 75.1 (C-3'), 74.2 (C-2'), 73.0 (C-5'), 72.4 (C-4'), 61.9 (C-6'), 57.0, 56.6, 54.4, 50.6, 46.5, 42.6, 42.1, 40.8, 40.2, 40.0, 37.6, 37.1, 37.0, 36.7, 36.2, 32.4, 32.2, 30.2, 28.7, 28.5, 28.5, 24.6, 24.4, 23.1, 22.8, 21.4, 19.4, 19.1, 12 7, 56.1, 50.1, 42.2, 40.0, 39.7, 39.4, 36.9, 36.6, 36.1, 35.7, 34.1, 33.9, 31.8, 31.7, 29.6, 29.5, 29.4, 29.3, 29.2, 29.1, 29.0, 28.1, 27.9, 27.7, 24.8, 24.2, 23.7, 22.6, 22.5, 22.4, 20.9, 19.4, 19.3, 19.2, 18.6, 13.9, 11.7; 31 2, 56.8, 56.7, 50.7, 42.9, 41.1, 40.4, 40.2, 37.8, 37.3, 36.9, 36.5, 34.8, 34.6, 32.7, 32.5, 32.5, 30.5, 30.4, 30.4, 30.4, 30.4, 30.3, 30.2, 30.1, 30.1, 30.0, 30.0, 29.9, 29.8, 29.8, 28.9, 28.8, 28.8, 28.7, 28.0, 25.6, 24.9, 24.6, 23.4, 23.3, 23.1, 21.7, 20.3, 20.2, 19.9, 19.4, 14.7, 12.4; 31 
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